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(57) Abstract 

An improved saniconductor unit package is disclosed. This package is implemented by a semicraductOT device (1) having an 
electiode pad (2), a substrate (6) having a tcnninal electrode (5), a bump etectiode (3) fbimed on the ctectiode pad (2), a conductive 
adhesion layer (4) with flcxibili^. and an encapsulating layw (7) forajcd by curing a OMnposition tiie viscosity and thixottopy mdex of 
which arc below 100 Pa-s and below 1.1, respectively. Such a composition cssentiaUy consists of (A) a nssm bmder tiiat contains, for 
example, a polyepoxidc, an add anhydride, and a rfieology modifier and (B) a fiUcr. The rtieology modifier is one capable of hnpedu^ 
interaction between a fitec add ccmtained in the acid anhydride and a polar group at An cnc^^sulant wltti im^ed 

flowaWUty is used, so that the cnc^isulant readily flows and spreads to fill a gap between tiie semiconductw device (1) and the substrate 
(6) witii no air bubbles, lliis adiieves saniconductor unit packages with high reliability and productivity. 



FOR THE PURPOSES OF INPORMATION ONLY 



Codes used to idoitify States paity to tbe PCT oo tbe front pages of paiiq)blets pubiishing intematianal 
^Mcatknis under die PCT. 



AM 


AmiCDia 


GB 


UiutBd Kiogdoin 


MW 


AT 


Antnlft 


GB 




MX 


AV 


Aostiilii 


GN 


Guinea 


NE 


BB 


Bnbadot 


GR 


Greece 


NL 


BR 


Btitghnn 

» ■ T . ■ tn 

tHMUlU raHi 


HU 


Hmguy 


NO 


BP 


IE 


belaMl 


NZ 


EG 


Bntgm 


IT 


* hMfy 


. PL 


BJ 


BcmD 


JP 


Jipaa 


PT 


BR 


Bmn 


KB 


Kenya 


RO 


BY 


Belami 


KG 


Kyigyttan 


RU 


CA 


Cnuda 


KP 


Democntic People*! Rqmblic 


SD 


CF 


Cemn] Afincan Republic 




of Kotea 


SB 


CG 




KR 


Rqmblic of Korea 


SG 


CH 


Switzodsnd 


KZ 


KazddHtin 


SI 


a 


CAtedlvonc 


U 




SK 


CM 


CliMBIOOB 


LK 


SriLMda 


8N 


CN 


CUtt 


LR 


Uberia 


SZ 


CS 


Czedioslovakia 


LT 


Y jibinn^ 


ID 


CZ 


Czech Republic 


LU 


LxKCfliboiiis 


TG 


DB 


> QCUUDy 


LV 


Latvia 


TJ 


DK 




MC 


Mbnaoo 


. TT 


EE 


Estonia 


MD 


R^oblic of Moldova 


UA 


BS 


Spiiii 


M6 


Madagatcir 


U6 


FI 


Finlnd 


ML 


MiB 


US 


FR 




MN 




UZ 


GA 


Gabon 


MR 


KfaDTitaoia 


VN 



Mdawi 
Mexico 
Niger . 



Norwiy 
New Zealand 



Sndan 
Sweden 



SlovaUa 



and 
Togo 
Tajikistan 

Ttinidad md Tobago 

Ukraine 

Uganda 

United States of Anenca 

Uzfaekiitn 

rietNam 



wo 96/42106 



PCT/JP96y01600 



SPECinCATION 

TITLE OF THE INVENTION 
SEMICONDUCTOR UNIT PACKAGE, SEMICONDUCTOR UNIT PACKAGING 
METHOD, AND ENCAPSULANT FOR USE IN SEMICONDUCTOR UNIT 
PACKAGING 

TECHNICAL FIELD 
This invention is directed generally to a semiconductor 
iinit package and to a semiconductor \init packaging method. 
More specifically, the present invention pertains to a 
10 technique wherein a semiconductor device is mounted by means 
of flip-chip bonding onto a substrate, with a conductive 
adhesive sandwiched therebetween, and the substrate and the 
semiconductor device are mechanically connected together, 
with a resin encapsulating layer sandwiched therebetween. 

15 BACKGROUND ART 

Generally, solder interconnection has been used for 
establishing interconnections between connection terminals of 
electronic components such as semiconductor devices and 
terminal electrodes of circuit patterns on a substrate- . As 

20 the size of semiconductor packages has been decreased 
dramatically, and as the spacing between connection terminals 
has been reduced owing to, for example, increase in the 
number of connection terminals, conventional soldering finds 
it difficult to catch up with such recent advances, since it 

25 requires large adhesive area. 

Various flip -chip bonding approaches, in which the chip 
is flipped or inverted such that its active element surface 
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faces the substrate and is directly connected to the 
substrate with terminal electrodes, have been proposed for 
effective use of packaging areas. Typical examples of the 
flip-chip bonding are described below. 

(1) Junction By Low Melting-Point Metal 

As shown in FIGURE 8, a solder bump electrode 8 is 
formed on an electrode pad 2 of a semiconductor device 1. 
The solder bump electrode 8 is aligned with a terminal 
electrode 5 on a substrate 6, Thereafter, solder is melted 
to establish electrical connection between the semiconductor 
device 1 and the substrate 6, FIGURE 9 shows a technique 
similar to the one of FIGURE 8. In this technique, a bump 
electrode 3 of gold is formed. A deposit of a low melting- 
point metal, e.g., a deposit 9 of indium, is formed between 
the gold bump electrode 3 and the terminal electrode 5. The 
indium deposit 9 is melted and the bump electrode 3 and the 
terminal electrode 5 are electrically connected together. 
Subsequently, the semiconductor device 1 and the substrate 6 
are mechanically connected together, with an encapsul<ating 
layer 10 sandwiched therebetween- 

(2) Junction By Curing Contraction Stress 

As shown in . FIG. 10, a bump electrode 3 of gold is 
formed on an electrode pad 2 of a semiconductor device 1. 
Alignment of the btxmp electrode 3 on the semiconductor device 
1 with a terminal electrode 5 on a substrate 6 is carried 
out. Then, an encapsulating material is filled between the 
semiconductor device 1 and the substrate 6- This 
encapsulating material cures or hardens to form an 
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encapsulating layer 12. Contraction stress produced by such 
hardening results in application of compressive stress 
between the bump electrode 3 and the terminal electrode 5, 
whereupon the bump electrode 3 and the terminal electrode .5 
5 are electrically connected together and, at the same time, 
the semiconductor device 1 and the substrate 6 are 
mechanically - connected together. Additionally, in order to 
improve connection reliability, a deposit 11 of gold may be 
formed on the terminal electrode 5 (see FIGURE 10). 

10 (3) Junction By Anisotropic Conductive Adhesive 

Referring now to FIGURE 11, a bump electrode 3 of gold 
is formed on an electrode pad 2 of a semiconductor device 1. 
An anisotropic conductive adhesive, which includes a binder 
in which conductive particles are dispersed, is filled 

15 between the semiconductor device 1 and a substrate 6. This 
conductive adhesive is heated while at the same time having 
application of pressure, whereupon it cures or hardens to 
form an anisotropic conductive adhesive layer 13. As a 
result, the bump electrode 3 and a terminal electrode 5 are 

20 electrically connected together and, at the same time, the 
semiconductor device 1 and the substrate 6 are mechanically 
connected together. 

(4) Jxinctlbn By Conductive Adhesive 
As shown in FIGURE 12 , a bump electrode 3 of gold is formed 
25 on an electrode pad 2 of a semiconductor device 1. 
Thereafter, a conductive adhesive is transferred to the bump 
electrode 3 . Alignment of the bump electrode 3 with a 
terminal electrode 5 formed on a substrate 6 is carried out 
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and thereafter the transferred conductive adhesive cures to 
form a conductive adhesive layer 4. As a result, the bump 
electrode 3 and the terminal electrode 5 are electrically 
connected together, with the conductive adhesive layer 4 
5 sandwiched therebetween. An encapsulating material is filled 
between the semiconductor device 1 and the substrate 6, as a 
result of which the semiconductor device 1 and the substrate 
6 are mechanically connected together. This encapsulating 
material cures to form an encapsulating layer 1 , whereupon 

10 . the semiconductfor device 1 and the substrate 6 are 
mechanically connected together. A typical encapsulating 
material has a composition essentially formed of (a) a resin 
binder including a cresol NOVOLAC type epoxy resin and a 
NOVOLAC type phenol resin (curing agent) and (b) a filler 

IS formed of dielectric particles. 

The above-described packaging techniques (l)-(4), 
however, have, their respective drawbacks. 

The packaging techniques (1) and (2) have the problem 
that, since their structures have difficulties in reducing 
20 thermal stress produced by the difference in expansion 
coefficient between semiconductor device and substrate, they 
are unsuitable for applications where connection stability is 
required over a wide range of temperature. 

Next, the packaging technique (3) is discussed. The 
25 packaging technique (3) employs an anisotropic conductive 
adhesive that contains a resin binder formed of a resin 
material with high flexibility, thereby making it possible to 
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reduce thermal stress. In spite of such an advantage, the 
hygroscopic of the resin binder increases and the packaging 
technique ( 3 ) suffers the problem of connection stability 
under conditions of high humidity. Additionally, in the 
5 packaging technique (3), it is possible to reduce thermal 
stress by matching the thermal expansion coefficient of the 
binder with that of the semiconductor device 1 and with that 
of the substrate 6. However, a filler having a low thermal 
expansion coefficient is contained in large amounts, so that 
10 connection reliability at the early stage is likely to be . 
degraded. 

Finally, the packaging technique (4) is discussed. This 
packaging technique (4) is able to reduce thermal stress by 
a conductive adhesive with flexibility and by matching the 
15 thermal expansion coefficient of the encapsul siting material 
with that of the semiconductor device 1 and with that of the 
substrate 6. Because of such an advantage, the packaging 
technique ( 4 ) appears to be most attractive as compared to 
the other packaging techniques. 

20 The packaging technique (.4), however, has the following 

drawbacks. The previously-described encapsulant, which is 
formed of a mixture composition of (A) a cresol NOVOLAC type 
. epoxy resin and (B) a NOVOLAC type phenol resin, has a high 
viscosity coefficient. Additionally, matching of thermal 

25 expansion coefficients requires a high proportion in content 
of a filler in the encapsulant, resulting in increasing the 
viscosity of the encapsulant. Therefore, at the time of 
filling such an encapsulant between the semiconductor device 
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and the siibstrate. It becomes necessary to heat the 
encapsulant up to 70-80 degrees centigrade or more to reduce 
the viscosity. This results in poor productivity. Further, 
at the time of the encapsulant filling, conductive 
intercozuiectlons may be damaged by thermal stress produced by 
the thermal expansion difference when temperature is 
increased, thereby reducing connection reliability. • 

On the other hand, a resin binder as an encapsulant may 
be used which 1& formed essentially of (A) a polyepoxide the 
viscosity of which is very low at normal room temperature and 
(B) an acid anhydride. Note that "polyepoxide" is a general 
term for epoxy resins and/or epoxy compounds. However, if a 
large quantity of a filler is added to such a resin binder 
for the purpose of reducing the thermal expansion 
coefficient, this will hold the viscosity of the encapsulant 
low but increase the thixotropy index. This produces the 
problem that the encapsulant is unable to enter between the 
semiconductor device and the substrate, or the problem that, 
even if the encapsulant manages to enter, such entrance is 
accompanied with a great number of air bubbles. The presence 
of such air bubbles in the encapsulant contributes to non- 
uniformity in, for example, thermal expansion of the cured 
encapsulant. Connection reliability is reduced. For this 
reason, it has been considered impractical to use a resin of 
polyepoxide and acid anhydride as a binder. 

DISCLOSURE OF THE INVENTION 

Bearing in mind the above-described problems with the 
prior art techniques, this invention was made. Accordingly 
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a general object of the present invention is to provide an 
improved semiconductor unit package and associated packaging 
method capable of achieving high connection reliability and 
high productivity. The inventors of the present invention 
5 investigated the limitation of the characteristics of 
viscosity and thixotropy index necessary for obtaining 
desirable encapsulating characteristics of fillers. It is to 
be noted that " polyepoxide " is a general term for epoxy 
resins and/or epoxy compounds. 

10 The inventors of this invention found out the fact that 

the reason that conventional materials are unsuitable for ari 
encapsulant lies not only in viscosity but also in thixotropy 
index (high thixotropy index). For example, for the case of 
resin binders containing polyepoxides and acid anhydrides, 

15 the inventors of the present invention found out that the 
flowability is impeded by interaction between free acids in 
the acid anhydride and polar groups at the surface of a 
filler. From this knowledge found out by the present 
inventors, the following means are provided to achieve the 

20 object of the present invention. 

More specifically, in accordance with the present 
invention, a composition, the viscosity and the thixotropy of 
whicdi are below 100 Pa • s and below 1.1, respectively, is 
used as an encapsulating material in the flip-chip bonding. 
25 This composition cures to form an encapsulating layer by 
which a semiconductor device and a substrate are mechanically 
connected together. 
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The present Inven-tion provides a semiconductor unit 
package that comprises: 

(a) a semiconductor device having an electrode pad; 

(b) a substrate having a terminal electrode; 

5 (c) a bump electrode formed on the electrode pad of the 

semiconductor device; 

(d) a conductive adhesive layer which is formed of a 
conductive adhesive with flexibility and which establishes an 
electrical connection between the biunp electrode and the 

10 . terminal electrdde; and 

(e) an encapsulating layer which is formed by curing a 
composition having a viscosity of below 100 Pa * s and a 
thixotropy index of below 1.1 and which fills a gap defined 
between the semiconductor device and the substrate in such a 

IS . way that the semiconductor device and the substrate are 
mechanically Joined together. 

The encapsulating layer, which mechanically Joins a 
semiconductor device and a substrate, is formed of ah 
encapsulant, which is in the state of liquid in a packaging 

20 step and which has not only a low viscosity coefficient of 
below 100 Pa * s but also a low. thixotropy index of below 1.1. 
As a result of such arrangement, in a packaging step, such an 
encapsulant readily flows and spreads, even into tiny gaps 
wittx no air bubbles. The temperature of filling may be 

25 decreased. These arrangements make it possible to improve 
not only electrical connection reliability (e.g., 
semiconductor device-to-substrate adhesion, and resistance to 
theirmal shock) but also productivity^ 
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It is preferred that the composition consists 
essentially of (A) a resin binder that contains at least a 
polyepoxide, a carboxylic acid's anhydride, a rheology 
modifier, and a latent curing accelerator, and (B) a filler 
that is formed of a dielectric material, and that the 
rheology modifier functions to impede interaction between a 
free acid in the anhydride of the carboxylic acid and a polar 
group at the surface of the filler. 

It is preferred that the rheology modifier contains a 
substance capable of selective adsorption of the free acid in 
the anhydride of the carboxylic acid. 

It is preferred that the rheology modifier is a Lewis- 
base compound. 

It is preferred that the rheology modifier is either a 
tertiary amine compound, a tertiary phosphine compound, a 
quaternary ammonium salt, a quaternary phosphonium salt, or 
a heterocyclic compoxmd that contains in a cyclic chain 
thereof an atom of nitrogen. 

As described above, the encapsulant is formed 
essentially of (A) an acid anhydride-curing type epoxy resin 
and (B) a material having a low thermal expansion coefficient 
(e.g;, a dielectric material). This arrangement reduces 
thermal stresses applied to the encapsulating layer. 
Additionally, the rheology modifier used is a rheology 
modifier operable to impede interaction between a free acid 
in the acid anhydride and a polar group at the surface of the 
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filler and hence a low vlscosl-ty coefficient and a low 
thixotropy index can be achieved. 

It is preferred that the anhydride of the carboxyllc 
acid in the resin binder contains at least an anhydride of an 
alicyclic acid. 

It is preferred that the foregoing alicyclic acid 
anhydride contains at least an anhydride of a 
trialkyltetrahydrophthalic acid. 

The characteristics of alicyclic acid's anhydrides with 
low water absorption are utilized to give the desirable 
resistance of resin binder to moisture. Additionally, the 
viscosity of the resin binder which is in the state of liquid 
in a packaging step is low, so that encapsulant filling can 
be finished in a short time. The costs of production can be 
cut down. 

It is preferred that the bump electrode of the 
semiconductor device is a stud bump electrode with a two 
stepped protuberance. 

Such arrangement makes it possible to increase the 
density of bump electrode. When mounting a semiconductor 
device onto a substrate, densely-placed bump electrodes of 
the semiconductor device and terminal electrodes on the 
substrate are electrically connected together. Subsequently, 
an encapsulant having a low viscosity coefficient and a low 
thixotropy index is employed so that it can readily flow and 
fill a gap defined between the semiconductor device and the 

10 
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substrate. As a result, even in high-density semiconductor 
units, electrical and mechanical connections between 
semiconductor device and substrate are improved in 
reliability. 

5 The present invention provides a semiconductor unit 

packaging method wherein a semiconductor device having an 
electrode pad is mounted on a substrate having a terminal 
electrode. More specifically, this method comprises: 

(a) a first step of forming a bump electrode on the 
10 electrode pad of the semiconductor device; 

(b) a second step of applying a conductive adhesive 
euround the tip of the bump electrode; 

(c) a third step comprising: 

performing alignment of the bump electrode and the 
15 terminal electrode; 

placing the semiconductor device onto the substrate; and 
establishing , through the conductive adhesive , an 
electrical connection between the bump electrode and the 
terminal electrode; 
20 (d) a fourth step of preparing an- encapsulant formed of 

a composition the viscosity and thixotropy index of which are 
below ICQ Pa ' s and below 1.1, respectively; 

(e) a fifth step of filling a gap defined between the 
semiconductor device and the substrate with the encapsulant; 

25 and 

(f) a sixth step of curing the encapsulant to 
mechanically joint ^ the semiconductor device and the 
substrate. 
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Since the encapsulant has not only a low viscosity 
coefficient of below 100 Pa • s but also a low thixotropy 
index of below 1.1, this makes it possible for such an 
encapsulant in a packaging step to readily flow and spread, 
5 even into tiny gaps with no air bubbles. The temperature of 
filling may .be decreased. These arrangements make it 
possible to - improve not only electrical connection 
reliability (e.g., semiconductor device-to-substrate 
adhesion, and resistance to thermal shock) but also 
10 . productivity, and to shorten the packaging time. 

It is preferred that the composition of the fourth step* 
consists essentially of (A) a resin binder that contains at 
least a polyepoxide, an anhydride of a carboxylic acid, a 
rheology modifier, and a latent curing accelerator, and (B) 
15 a filler that is formed of a dielectric material, and that 
the rheology modifier functions to impede interaction between 
a free acid in the carboxylic acid's anhydride and a polar 
group at the surface of the filler. 

Such arrangement makes it possible to reduce both the 
20 viscosity and thixotropy index of the encapsulant in the 
fifth step. Additionally, the encapsulant is formed 
essentially of (A) an acid anhydride-curing type epoxy resin 
, and (B) a material having a low thermal expansion coefficient 
(e.g., a dielectric material). This arrangement reduces 
25 thermal stresses applied after the packaging to the 
encapsulating layer « 
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It Is preferred that the rheology modifier contains a 
substance, which acts also as a curing accelerator for a 
double-liquid epoxy resin type encapsulant, by such a trace 
amoiint as to prevent the substance from exhibiting its curing 
function. 

i 

Such arrangement controls an encapsulant in such a way 
that the encapsulant does not start curing between the fourth 
step and the fifth step and is cured in the sixth step. When 
cured in the sixth step, a rheology modifier is incorporated 
into an encapsulating resin layer's network structure. This 
eliminates the possibility that addition of a rheology 
modifier reduces resistance to heat and resistance to 
moisture. 

It is preferred that the anhydride of the carboxylic 
acid in the resin binder of the fourth step contains at least 
an anhydride of an alicyclic acid. 

It is preferred that the alicyclic acid anhydride of the 
fourth step contains at least an anhydride of a 
triallcyltetrahydrophthalic acid. 

Since an anhydride of an alicyclic acid is low in 
viscosity as well as in water absorption, time required for 
filling of an encapsulant in the sixth step is reduced, and 
resistance to moisture is enhanced. 

It is preferred that the bump electrode of the first 
step is a stud bump electrode with a two stepped 
protuberance • 

13 
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Such arrangement enables the high-density placement of 
bump electrodes, and the encapsulant, which is low in 
viscosity as well as in thixotropy index, readily spreads, 
even into tiny gaps defined between the densely-placed bump 
S electrodes and terminal electrodes of the substrates. As a 
result, electrical and mechanical connections between 
semiconductor^ device and substrate are improved in 
reliability. 

It is preferred that in the fifth step the encapsulant 
10 is injected between the semiconductor device and the 
substrate at room temperature. 

Such arrangement achieves a reduction of the thermal 
stress thereby improving resistance to thermal shock. As a 
result, a semiconductor unit package with improved electrical 
15 connection reliability is achieved. 

It is prefened that in the fifth step the encapsulant 
is injected between the semiconductor device and the 
substrate under a depressurized condition. 

Such arrangement not only achieves an improvement in 
20 productivity but also provides a semiconductor xmit package 
with improved electrical connection reliability. 

It is preferred that in the fourth step the composition 
of the encapsulant is prepared by providing a mixture of an 
anhydride of a carboxylic acid and a part of a filler, 
25 subjecting the mixture to an aging process, and 

adding a polyepoxide and the remaining filler to the mixture. 
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As a result of such arrangement. Interaction between a 
free acid and a polar group Is diminished. This achieves an 
encapsulant having a low viscosity and a low thlxotropy 
Index. 

It Is preferred that the rheology modifier contains a 
substance capable of selective adsorption of the free acid In 
the anhydride: of the carboxyllc acid. 

As a result^ of such arrangement^ a free acid In an acid 
anhydride Is selectively adsorbed by a rheology modifier, 
whereupon Interaction between free acid and polar group Is 
Impeded. This achieves an encapsulant having a low viscosity 
and a low thlxotropy Index. 

It Is preferred that the rheology modifier Is a Lewis- 
base compound. 

It Is preferred that the rheology modifier Is either a 
tertiary amine compound, a tertiary phosphlne compound, a 
quaternary ammonium salt, a quaternary phosphonlum salt, or 
a heterocyclic compound that contains In a cyclic chain 
thereof an atom of nitrogen. 

As a result of such arrangements. Interaction * between 
free acid and polar group Is Impeded. This achieves ah 
encapsulant having a low viscosity and a low thlxotropy 
Index. 

The present Invention provides an encapsulant for 
filling a gap between a semiconductor device and a substrate 
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for use in the packaging of a semiconductor unit. This 
encapsulant essentially consists of: 

(A) a resin binder that contains at least a polyepoxide, 
an anhydride of a carboxylic acid, a rheology modifier, and 
a latent curing accelerator wherein the weight percentage of 
the resin bindier is within the range of from 80% to 25%; and 

(B) a filler that is formed of a dielectric material 
wherein the weight percentage of the filler is within the 
range of from 20% to 75%; 

wherein the rheology modifier functions to impede 
interaction between a free acid in the anhydride of the 
carboxylic acid and a polar group at the surface of the 
filler. 

Since the encapsulant has not only a low viscosity 
coefficient of below 100 Pa's but also a low thixotropy 
index of below this makes it possible for such an 

encapsulant to readily flow and spread, even into tiny gaps 
with no air bubbles. The temperature of filling may be 
lowered. Additionally, the latent curing accelerator ensures 
the storage stability of the encapsulant and practical curing 
accelerant function. These arrangements make it possible to 
improve not only electrical connection reliability (e.g., 
semiconductor device-to-substrate adhesion, and resistance to 
thermal shock) but also productivity. 

It is preferred that the rheology modifier contains a 
substance capable of selective adsorption of the free acid in 
the anhydride of the carboxylic acid. 
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It is preferred that the rheology modifier is a Lewis- 
base compound. 

* It is preferred that the rheology modifier is either a 
tertiary amine compound, a tertiary phosphine compound, a 
5 quaternary ammonium salt, a quaternary phosphonium salt, or 
a heterocyclic compound that contains in a cyclic chain 
thereof an atom of nitrogen. 

The encapsulant is formed essentially of (A) an acid 
anhydride-curing type epoxy resin and (B) a material having 

10 a low thermal expansion coefficient (e.g., a dielectric 
material ) . This arrangement reduces thermal stresses applied 
to the encapsulating layer in a semiconductor unit package to 
be formed. Additionally, the rheology modifier used is a 
rheology modifier operable to impede interaction between a 

15 free acid in the acid anhydride and a polar group at the 
surface of the filler and hence a low viscosity coefficient 
and a low thixotropy index can be achieved. 

It is preferred that the anhydride of the carboxylic 
acid in the resin binder contains at least an anhydride of an 
20 alicyclic acid. 

It is preferred that the aforesaid alicyclic acid 
anhydride contains at least an anhydride of a 
trialJcyltetrahydrophthalic acid. 

The characteristics of alicyclic acid's anhydrides with 
25 low water absorption are utilized to give the desirable 
resistance of resin binder to moisture. Additionally, the 
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viscosity of the resin binder which is in the state of liquid 
in a packaging step is low, so that encapsulant filling can 
be finished in a short time. The costs of packaging can be 
cut down. 

It is preferred that the resin binder and the filler are 
arranged to stay as a single liquid. 

Such arrangement facilitates uniform dispersion of the 
filler thereby providing a desirable encapsulant for the 
manufacture of LSIs. 

It is preferred that the resin binder in the encapsulant 
has a composition wherein: 

(a) the chemical equivalent ratio of the anhydride of 
the carboxylic acid to the polyepoxide is within the range of 
from 0.8 to 1.1; 

(b) the weight percentage of the curing accelerator to 
the entirety of the resin binder is within the range of from 
0.3% to 3%; and 

(c) the weight percentage of the rheology modifier to 
the entirety of the resin, binder is within the range of from 
0.02% to 0.3%. 

The present invention provides an encapsulant for 
filling a gap between a semiconductor device and a substrate 
for use in the packaging of a semiconductor unit. This 
encapsulant essentially consists of: 

(A) a resin binder that contains at least a polyepoxide, 
an anhydride of a carboxylic acid, a rheology modifier, and 
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a latent curing accelerator wherein the weight percentage of 
the resin binder is within the range of from 80% to 25%; and 

(B) a filler that is formed of a dielectric material 
wherein the weight percentage of the filler is within the 
range of from 20% to 75%; 

wherein the encapsulant is prepared by: 

providing a mixture of an anhydride of a carboxyllc acid 
and a part of a filler; 

subjecting the mixture to an aging process; and 

adding a p61yepoxide and the r^alning filler to the 
mixture. 

As a result of such arrangement^ interaction between the 
free acid in the anhydride of the carboxyllc acid and the 
polar group at the surface of the filler, is suppressed and 
the thlxotropy index of the encapsulant is reduced. 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIGURE 1 is a cross-section of a semiconductor unit of 
an embodiment in accordance with the present invention. 

FIGURE 2 is a cross-section of a joint of the FIG. 1 
semiconductor unit. 

FIGURE 3 is a cross-section of a semlconductbr unit 
formed by a stud bump technique of an embodiment in 
accordance with the present invention. 

FIGURES 4(a)-4(e) are cross-sections of a semiconductor 
unit at different process stages of a flip-chip bonding 
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technique of an embodiment in accordance with the present 
invention. 

FIGURE 5 is a flow diagram showing steps pf a flip-chip 
bonding technique of an embodiment in accordance with the 
present invention. 

t 

FIGURE 6; shows the generic chemical composition of a 
bisphenol type epoxy resin in a resin binder used in an 
embodiment in accordance with the present invention. 

FIGURE 7 shows the generic chemical composition of a- 
trialkyltetrahydrophthalic acid in a resin binder used in an 
embodiment in accordance with the present invention. 

FIGURE 8 is a cross section of a conventional 
semiconductor unit in which connection is established by a 
solder bump electrode. 

FIGURE 9 is a cross section of a conventional 
semiconductor unit in which connection is established by a- 
low melting -point metal layer. 

FIGURE 10 is a cross section of a conventional 
semiconductor unit in which connection is established by 
making use of contraction stresses exerted when an 
encapsulating resin cures. 

FIGURE 11 is a cross section of a conventional 
semiconductor unit in which connection is established by an 
anisotropic conductive adhesive. 
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FIGURE 12 is a cross section of a conventional 
semiconductor unit in which connection is established by a 
conductive adhesive, 

BEST MODE FOR CARRYING OUT THE INVENTION 
Preferred embodiments of the present invention are 
described by making reference to the accompanying drawing 
figures, 

FIGURE 1 ±Sr a cross section depicting a semiconductor 
unit package in accordance with the present invention. 
FIGURE 2 is a cross section of a joint of the FIG, 1' 
semiconductor unit package. This semiconductor unit package 
is formed by a flip-chip bonding method. Reference numeral 
1 denotes a semiconductor device such as an LSI chip. 
Reference numeral 2 denotes an electrode pad formed in the 
semiconductor device 1. Reference numeral 3 denotes a biimp 
electrode of gold. Reference numeral 4 denotes a conductive 
adhesive layer of a composition (i.e., a conductive adhesive) 
essentially formed of a special epoxy resin and conductive 
powders of, for example, an alloy of AgPd. Reference numeral 
6 is a substrate, e.g., a ceramic substrate, onto which the 
semiconductor device 1 is iaounted. Reference numeral 5 
denotes a terminal electrode formed on the substrate 6. 
Reference numeral 7 denotes an encapsulating layer formed of 
an encapsulant. Such an encapsulant is essentially formed of 
an acid anhydride-curing type epoxy resin. This encapsulant 
7, when it remains fluid, has a thixotropy index of below 1-1 
and. a viscosity coefficient of 100 Pa • s . The encapsulant 7 
is injected between the semiconductor device 1 and the 
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subslrrate 6 by capillary action and is cured. It is to be 
noted that the thixotropy index is the index expressed by 
Ati/Ab where £ is the shear rate and 9 is the viscosity 
coefficient. Here, the thixotropy index when the shear rate 
5 B falls in the range of 2 (1/sec) to 20 (1/sec), is shown. 

FIGURE 3 is a cross-section of a semiconductor unit 
package by means of a flip-chip bonding method using a stud 
bump electrode. The semiconductor unit package of FIGURE 3 
and the semiconductor unit package of FIG. 1 are basically 

10 the same, except that the former semiconductor imit package 
employs a stud bump electrode 14 with a two stepped ' 
protuberance instead of the bump electrode 13. Employment of 
a flip-chip bonding method using a stud bump electrode with 
a two stepped protuberance makes it possible to deal with a 

15 semiconductor device with a greater number of electrode pads, 
which is detailed later. 

A flip-chip bonding method, which uses the stud bump 
electrode 14 oif FIGURE 3, is illustrated by making reference 
to FIGURES 4(a)-4(e) and to FIGURE 5. FIGURES 4(a)-4(e) are 
20 cross-sections of a semiconductor unit package at different 
stages of a flip-chip bonding method. FIGURE 5 is a flow 
diagram showing steps of the flip-chip bonding method. The 
. packaging process is described step by step with reference to 
FIGURE 5. 

25 At Step STl, an wire of gold (Au) is used to form stud 

bump electrodes 14 at electrode pads 2 in the semiconductor 
device (LSI chip) 1. At step ST2, a leveling process is 
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carried out and each stud bump electrode 14 is pressed 
against a level surface so that the leading ends of the stud 
bump electrodes 14 are flush with one another. 

Next, at step ST3, as shown in FIGURES 4 (a) -4(c), the 
5 semiconductor, device 1, with the side of the stud bump 
electrode 14 facing down, is placed above a substrate 20 with 
application of a conductive adhesive 4a. Thereafter, the 
semiconductor device 1 is lowered towards the substrate 20 
such that the 3tud bump electrode 14 is soaked in the 
10 conductive adhesive 4a on the substrate 20. Subsequently, 
the semiconductor device 1 is lifted up, as a result of which 
transfer of the conductive adhesive 4a onto the stud bump 
electrode 14 is completed. 

Next, at steps ST4 and ST5, as shown in FIGURE 4(d), the 
15 semiconductor device 1 is placed onto the ceramic substrate 
6 having thereon the terminal electrode 5. At this time, 
alignment of the stud bump electrode 14 of the semiconductor 
device 1 with the terminal electrode 5 of the substrate 6 is 
carried out, and the conductive adhesive 4a is heated to cure 
20 to form the conductive adhesive layer 4. As a result; the 
stud blimp electrode 14 of the semiconductor device 1 and the 
terminal electrode 5 of the substrate 6 are electrically 
connected together. 

At step ST6, testing for the presence or absence of an 
25 electrical connection failure is carried out. If an 
electrical coimection failure is found, chip replacement is 
carried out at step ST7 and the flip-chip bonding process 
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returns back to step ST4. If no electrical connection 
failure is found, the process advances to step ST8. 

At step ST8, an encapsulant, which is formed of a 
composition having a low viscosity of below 100 Pa • s and a 
5 low thixotropy index of below 1.1, is injected between the 
semiconductor) device 1 and the substrate 6 at normal room 
temperature • to resin-encapsulate connection parts. 
Subsequently, at step ST9, a heating treatment is carried out 
to cure a resin 'binder contained in the injected encapsulant. 
10 As a result, the encapsulating layer 7 is formed (see FIGURE 
4(e) ), whereupon the semiconductor device 1 and the substrate 
6 are mechanically connected together by the encapsulating 
layer 7- 

At step STIO, final testing is made and the flip-chip 
15 bonding process is completed « 

^ 

The present embodiment employs a low-viscosity, low 
thixotropy- index encapsulant. This produces the advantages 
that an encapsulant injection process can be done smoothly 
even at room temperature and the encapsulant injected readily 

20 flows and well spreads to fill a tiny gap between the 
semiconductor device 1 and the substrate 6. This is time 
. saving, and the connection reliability of a joint made by the 
conductive adhesive 4 c^ be maintained. Additionally, the 
encapsulant is a composition essentially formed of (a) an 

25 acid anhydride-curing type epoxy resin with improved 
flowability and (b) a filler such a fused silica, in other 
words it has a low post-curing thermal expansion coefficient. 
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Since the coefficient of thermal expansion of the 
encapsulating layer 7 is low, this controls thermal stresses 
produced by the differences in the coefficient of thermal 
expansion between the semiconductor device 1 . of silicon and 
5 the substrate 6 of , for example, alumina. Additionally, an 
encapsulant, formed of a resin of the epoxy group, exhibits 
high resistance to heat and has strong adhesion, therefore 
achieving connection reliability that remains stable even 
under high temperature and high humidity conditions. 

10 Since the conductive adhesive 4 has great flexibility, 

this contributes to reducing thermal stresses and connection 
reliability is further improved. 

In the present embodiment, the bump electrode 3 is 
formed of gold, other functionally equivalent metals, e.g., 

15 copper, may be used to form the bump electrode 3. 
Additionally, in the present embodiment, the stud bump 
electrode 14 is used. Other types of bump electrodes used in 
usual flip-chip bonding techniques may be used. It is, 
however, to be noted that use of stud hump electrodes 

20 controls lateral spreading of the conductive adhesive layer 
4 thereby achieving a much higher packaging density. 

In the present embodiment, the conductive adhesive 4 is 
formed of a material of the epoxy group. Other materials 
with flexibility may be used, e.g., a material of the rubber 
25 group (e.g., SBR, NBR, IR, BR, CR), a material of the acrylic 
group, a material of the polyester group, a material of the 
polyamide group, a material of the polyether group, a 
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material of the polyurethane group, a material of the 
polylmlde group, and a material of the silicon group. As a 
conductive powder material that Is contained In the 
conductive adhesive, powders of noble metals (silver, gold, 
palladium), powders of base metals (nickel, copper), powders 
of alloys (solder, AgPd), mixture powders of silver-plated 
copper, and powders of nonmetals with conductivity (carbon). 
These powders may be used separately or In combination. The 
diameter of powders is not limited to a particular one. The 
shape of powders is not limited to a particular one. 

The encapsulant is formed essentially of (A) a resin 
binder and (B) a filler. The resin binder's essential 
components are a polyepoxlde, an acid anhydride, and a 
rheology modifier. Such a polyepoxlde is the so-called epoxy 
compounds (epoxy resins) and there are no limitations on its 
elements. Examples of the polyepoxlde are a bisphenol type 
epoxy resin (see the FIG- 6), a NOVOLAC type epoxy resin, a 
glycidylether type epoxy resin, a glycidylester type epoxy 
resin, a glycidylamine type epoxy resin, an allcycllc type 
epoxy resin, a blphenyl type epoxy resin, a naphthalene type 
epoxy resin, a styrene oxide, an alkylglycidylether, and an 
alkylglycldylester. They are used separately or in 
combination . 

As the acid anhydride used here . in the present 
invention, curing agents for epoxy compounds and epoxy resins 
may be used. One of the most preferable acid anhydrides is 
a trialkyltetrahydrophthallc acid's anhydride (see FIGURE 7). 
Other preferable ones are a methyl tetrahydrophthalic acid's 
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anhydride, and a methylhexahydrophthalic acid's anhydride and 
a methylhymic acid's anhydride of the cyclic aliphatic group 
that are in the state of liquid at 25 degrees centigrade • 
Other acid anhydrides may be used. These acid anhydrides may 
be used separately or in combination. If these acid 
anhydrides mentioned above are used as predominant elements 
of the resin binder, this provides an improved encapsulant 
that has very' low viscosity, high heat resistance, high 
humidity resistance, and high adhesion. 

r 

In addition to the foregoing essential elements of the 
resin binder, a third binder element may be added as 
required, for improvement in heat resistance, htimldity 
resistance, adhesion strength and for adjustment of thermal 
expansion coefficient, rheology, and reactivity. 

Any powdery filler may be used as one of the predominant 
elements of the encapsulant as long as its average particle 
diameter falls in the range of from 1 pm to 50 iim. For 
example, silica oxides, alumina oxides, aluminum nitrides, 
silicon carbides, and silicif ication compounds all of which 
are thermally stable and .have low thermal expansion 
coefficients. These filler elements are used in any 
combination. There are no particular limits on the filler 
dose, preferably 20-80 percent, on a weight basis, of the 
entirety of the encapsulant. Use of these filler elements 
achieves an improved encapsulant which is superior in 
insulation and which produces less thermal stress. 
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Any rheology modifier for modification of the 
encapsulant f lowability may be used as long as it functions 
to prevent a free acid in the acid anhydride from interacting 
with a polar group at the sxirf ace of the filler and to reduce 
5 the thixotropy index of the encapsulant. The following are 
preferred examples of the rheology modification* 

(1) Rheology Modification Method I 

In Method 1, an acid anhydride is pre-mixed with a part 
of a filler. The mixture is subjected to an aging process. 
10 For example^ the mixture may be heated up to 100 degrees 
centigrade or less. This is followed by addition of ' a 
polyepoxide cotapound, the remaining filler, and other 
addition agents, to obtain a desirable encapsulant. 

(2) Rheology Modification Method II 

IS In Method II, a substance capable of selective 

adsorption of free acids in an acid anhydride is added to an 
encapsulant. 

(3) Rheology Modification Method III 

In Method III, a substance (e.g., a Lewis-base compound 
20 having neither N-H groups nor 0-H groups) that interacts more 
strongly with a free acid than a polar group at the sxirface 
of a filler, is added to an encapsulant. 

Suitable Lewis-base compounds include tertiary amine 
compounds, tertiary phosphine compounds, quaternary ammonium 
25 salts such as the tetrabutylammonium bromide, quaternary 
phosphonium salts such as the 
tetrabutylphosphoniumbenzotriazolate, melamines , and 
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heterocyclic compounds that contain in cyclic chains thereof 
atoms of nitrogen such as imidazole compounds. There are 
many Lewis-base compounds other than the above. These Lewis- 
base compounds may be used separately or in combination. - 

5 The encapsulant may contain, as required, a solvent, a 

dispersing agent, a rheology regulatory agent such as a 

leveling agent, an adhesion improving agent such as a 

coupling agent, or a reaction regulatory agent such as a 
curing accelerator. 

10 The rheology modifier of the present invention, which 

consists of a Lewis-base compound such as the amine compound, 
is usually used as a reaction (curing) accelerator between a 
polyepoxide and an anhydride of an carboxylic acid. 

When the rheology modifier is used as a curing 
15 accelerator for an encapsulant, curing reaction progresses 
even when stored at low temperature to enter the stage of 
gel. This limits the type of encapsulant to double-liquid 
type ones, in other words mixing must be made just before 
use. On the other hand, LSI encapsulant require that large 
20 amounts of fillers must be dispersed uniformly, in other 
words a single-liquid type encapsulant is required for LSI. 

To sum up, the rheology modifier of the present 
invention may be used as a curing accelerator for a double- 
liquid type encapsulant but not tor a single-liquid type 
25 encapsulant . 
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If the dose is reduced to such an extent as to prevent 
gelling during the storage^ the present rheology modifier may 
find applications in the single-liquid type encapsulant. In 
such a case, a curing accelerant function that the rheology 
modifier performs is too poor to meet practical requirements, 
in other words no high-level encapsulant curing 
characteristics are obtained. 

The present invention is characterized in that it 
employs a latent ciiring accelerator with both storage 
stability and practical curing accelerant functions, and that 
substances, e.g., amines, which are usually used as a curing 
accelerator for the double-liquid type encapsulant, are 
employed as a rheology modifier. Such a rheology modifier is 
added in such an amount that it performs no curing functions 
but functions to improve interface characteristics. 

A latent cxiring accelerator is the catalyst whose 
catalyst activities are greatly promoted upon application of, 
for example, thermal energy. Generally, latent curing 
accelerators are melted (liquefied) or reaction-dissociated 
upon application of energy, to be enhanced in activity. 

It is preferred that the encapsulant has the following 
composition. 

Wt. percent 

Resin binder 80-25 

Filler element 20-77. 
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It is preferred that the resin binder essentially 
consists of a polyepoxide, an anhydride of a carboxylic acid, 
a curing accelerator, and a rheology modifier according to 
the following element ratios. 

5 * . 

Equivalent ratio 

Carboxylic acid's anhydride/Polyepoxide 0.8-1.1 

Wt. percent 

10 Curing acceleratpr/Resin binder 0.3-3 

Rheology modifier /Resin binder 0.02-0.3 

In the present invention, the substrate 6 is formed of 
ceramic (e.g., alumina). Metal glaze substrates, glass 
substrates, resin substrates (e.g., glass epoxy substrates), 
15 polymer film substrates are applicable. 

There are no specific limitations on the material of the 
terminal electrode 5. 

The following are embodiments for investigation of the 
characteristics of semiconductor units obtained by the above- 
20 described flip-chip bonding method. 

EMBODIMENT 1 

A semiconductor unit with the FIG. 1 structure is formed 
in accordance with steps of FIGS. 4 (a) -4(e). Bump electrode 
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3 is formed by means of gold plating. Conductive adhesive 4a 
has a composition formed essentially of powders of AgPd and 
an epoxy resin with flexibility. Conductive adhesive 4a is 
heated at 120 degrees centigrade and, as a result, cures. 
Further, an encapsul^t of COMPOSITION a in TABLE 1 is cured 
at 150 degrees centigrade. 

EMBODIMENT 2 

Stud bump electrode 14 of FIG. 3 is formed on electrode 
pad 2 of semiconductor device 1 by means of a gold-wire 
bonder. The following steps are the same as the first 
embodiment and are carried out under the same conditions as 
the first embodiment. 

EMBODIMENT 3 

Semiconductor device 1 is mounted onto substrate 6 under 
the same conditions as the first embodiment, except that in 
the third embodiment an encapsulant injection process is 
carried out under depressurized condition. 

EMBODIMENT 4 
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Semiconductor device 1 is mounted onto substrate 6 under 
the same conditions as the second embodiment^ except that In 
the fourth embodiment COMPOSITION b of TABLE ,1 Is used. 

EMBODIMENT 5 

5 Semiconductor device 1 is mounted onto substrate 6 under 

the same conditions as the second embodiment, except that in 
the fifth embodiment substrate 6 is a glass epoxy substrate 
and COMPOSITION c of TABLE 1 is vised. 

EMBODIMENT 6 

10 Semiconductor device 1 is mounted onto substrate 6 under 

the same conditions as the second embodiment, except that in 
the sixth embodiment substrate 6 is a glass epoxy substrate, 
conductive adhesive 4 contains powders of silver as 
conductive powders, and COMPOSITION d of TABLE 1 is used. 

15 EMBODIMENT 7 

Semiconductor device 1 is mounted onto substrate 6 under 
the same conditions as the second embodiment, except that in 
the seventh embodiment substrate 6 is a glass substrate, 
conductive adhesive 4 is formed essentially of powders of 

20 silver and an urethane resin, COMPOSITION e of TABLE 1 is 
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used, and encapsulant injection is carried out under 
depressurized condition. 

EMBODIMENT 8 

Bump electrode 3 of FIG. 1 is formed on electrode pad 2 
of semiconductor device 1 by means of gold plating. 
Semiconductor device 1 is mounted onto substrate 6 in the 
same way as the seventh embodiment and under the same 
conditions as the seventh embodiment. 

COMPARE EXAMPLE 1 
Semiconductor device 1 is mounted onto substrate 6 under 
the same conditions as the second embodiment, except that in 
the first compare example COMPOSITION f of TABLE 1 is used. 

COMPARE EXAMPLE 2 
Semiconductor device 1 is mounted onto substrate 6 under 
the same conditions as the second embodiment, except that in 
the second compare example COMPOSITION g of TABLE 1 is used. 

COMPOSITIONS a-g are shown below. 
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TABLE 1 



162) 
182) 



COMPOSITION a: 

bisphenol F type epoxy resin (epoxy equivalent: 
bisphenol A type epoxy resin (epoxy equivalent: 
triallcyltetrahydro phthalic acid's anhydride 

( anhydride equiv . : 234 ) 126phr 
2- ( 2-methylimidazolylethyl ) -4 , 6-diamino 

triazine-isocyanuric acid addition product 
diazabicycloundecene 
fused silica 



85phr 
15phr 



l,6phr 
O.lphr 
340phr 



COMPOSITION b: 

triallcyltetrahydro phthalic acid's anhydride 

(anhydride equiv. 

fused silica 



234) 126phr 
340phr 



These two material were kneaded and subjected to an aging 

process for 10 hours at 60 degrees centigrade- Thereafter 
the following materials were added to them- 

bisphenol F type epoxy resin (epoxy equivalent: 162) 85phr 

bisphenol A type epoxy resin (epoxy equivalent: 182) 15phr 
2- (2-methylimidazolylethyl) -4, 6-diamino 

triazine-isocyanuric acid addition product 1.6phr 

l-cyanoethyl-2-ethyl-4-methylimidazole 0.2phr 



162) 



COMPOSITION c: 

bisphenol F type epoxy resin (epoxy equivalent: 
alicyclic epoxy resin (ERL4221)* 
trialkyltetrahydrp phthalic acid's anhydride 

(anhydride equiv.: 234) 

AMICURE PN** 

tetrabutylammonium bromide 
fused silica 



BOphr 
20phr 

135phr 
5phr 
0.2phr 
400phr 
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COMPOSITION d: 

bisphenol F type epoxy resin (epoxy equivalent: 162) 90phr 

bisphenol A type epoxy resin (epoxy equivalent: 182) lOphr 
trialkyltetrahydro phthalic acid's anhydride 

(anhydride equiv- : 234) 128phr 

FUJIHARD FXEIOOO*** 5phr 

tetrabutylphosphoniumbenzotriazolate 0 • 2phr 

fused silica 350phr 



COMPOSITION e:: 

bisphenol F type epoxy resin (epoxy equivalent: 
naphthalene type epoxy resin (epoxy equivalent: 
trialkyltetrahydro phthalic acid's anhydride 

(anhydride equiv. : 234) 82phr 
methyltetrahydro phthalic acid's anhydride 

(anhydride equiv.: 
triphenylphosphinetriphenylborate 
tetrabutylphosphoniumbenzotriazolate 
fused silica 



162) 
148) 



166) 



70phr 
30phr 



40phr 
3.6phr 
0.2phr 
225phr 



COMPOSITION £: 

bisphenol F type epoxy resin (epoxy equivalent: 162) 
bisphenol A type epoxy resin (epoxy equivalent: 182) 
trialkyltetrahydro phthalic acid's anhydride 

(anhydride equiv.: 234) 126phr 
2- ( 2-inethyliinidazolylethyl ) -4 , 6-dianiino 

triazine-isocyanuric acid addition product 
fused silica 



85phr 
ISphr 



l.ephr 
340phr 



COMPOSITION g: 

bisphenol F type epoxy resin (epoxy equivalent: 162) lOOphr 
alkyl modified phenol resin (hydroxyl group equiv: 113) 

- 70phr 

triphenylphosphine 0 • 6phr 

fused silica 255phr 



Note: * = product by UCC; 

** = product by AJINOMQTO; and 
*** = product by FUJI KASEI 
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COMPARE EXAMPLE 3 
Semiconductor device 1 is moimted onto substrate 6 in a 
conventional way shown in FIG. 9. Substrate 6 is an alumina 
substrate. Bump electrode 3 is formed of gold. Terminal 
electrode 5 iff. indium-plated . Alignment of bump electrode 3 
with terminal i electrode 5 is carried out and, thereafter 
semiconductor device 1 is pressed by a jig and, at the same 
time, is heated up to 170 degrees centigrade, whereupon bximp 
electrode 3 and terminal electrode 5 is connected together. 
Further, a silicon encapsulant of zero stress type is 
injected between semiconductor device 1 and substrate 6. 
This encapsulant is cured to form encapsulating layer 10. 

COMPARE EXAMPLE 4 

Semiconductor device 1 is mounted onto substrate 6 in a 
conventional way shown in FIG. 10. Bump electrode 3 is 
formed of gold- Gold deposit 11 is formed on terminal 
electrode 5. Gold deposit 11 is coated with an acrylic 
encapsulant. Alignment of bump electrode 3 with terminal 
electrode 5 is carried out. Subsequently, semiconductor 
device 1 is pressed by a jig while at the same time the 
encapsulant is cured by UV irradiation or by application of 
heat, to form encapsulating layer 12. 
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COMPARE EXAMPLE 5 
Semiconductor device 1 is mounted onto substrate 6 in a 
conventional way shown in FIG. 11. Bump electrode 3 is 
formed of gold. Substrate 6 is formed of alumina. Alumina 
5 substrate 6 is coated , with an anisotropic conductive adhesive 
in which particles of gold are dispersed in an epoxy binder. 
Alignment of bump electrode 3 and terminal electrode 5 is 
carried out. Thereafter, semiconductor device 1 is pressed 
by a jig while at the same time the adhesive is cured by UV 
10 irradiation or by application of heat, to form anisotropic 
conductive adhesive layer 13. As a result, bump electrode 3 
and terminal electrode 5 are electrically and. mechanically 
connected .together. . 

The viscosity, thixotropy index, injection time of each 
15 of the -encapsulant used in the first to eight embodiments and 
the first to fifth compare examples, are shown below (TABLE 
2). 
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TABLE 2 



5 



1 


COMP. 


VXSuOSXTY 


TnXAUTROPY 
INDEX 


TXMc ( mxn ; 


1 EX.1 & EX.2 


a 


7Pa • s 


1.0 


3.5 


J EX.3 


a 


/Fa s 






1 EX.4 


b 


8Pa • s 


0.9 


3.0 


1 EX.5 


c 


4Pa * s 


1.0 


2.3 


1 EX.6 




5Pa • s 


1.0 


2.5 


1 EX.7 & EX.8 


e 


IlPa • s 


1.0 


0.6 


COMPARE EX.1 


f 


7Pa • s 


4.8 


100 or 

more 




9 


120Pa • s 


1.3 


« 1 



10 NOTE: VISCOSITY: measured by E-type viscometer 

(25 *C; lOrpm); 
THIXOTROPY INDEX: measured by E-type viscometer 

(25 *C; Irpm/lOrpm); 
INJECTION TIME: time required for encapsulation of 
15 5-mm square semiconductor chip at 25 

Pls can be seen from TABLE 2, in the embodiments of the 
present invention, the injection time is short falling in the 
range of 0.4 to 3.5 minutes. The present invention is 
20 suitable for practical applications, accordingly. 
Conversely, in the compare examples, the injection time is 
much longer than that of the present invention. The compare 
exaimples are unsuitable for practical applications. TABLE 2 
shows that the injection time correlates with the 
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viscosity/ thlxotropy index. In other words, in the present 
invention, the viscosity is low (i«e., below 100 Pa*s) and 
the thixotropy index is also low (i.e., below 1.1), which 
results in reducing the encapsulant injection time. On the 
other hand, in the second compare example, the viscosity 
exceeds 100 Pa * s and, in the first compare example, the 
thixotropy index exceeds 1.1, which results in greatly 
increasing the encapsulant injection time. To sum up, when 
the encapsulant viscosity is below 100 Pa • s and when the 
thixotropy index is below 1.1, the flowability of encapsulant 
becomes improved to be suitable for practical applications. 

For . the purpose of evaluating the stability of 
connection in each of the first to eighth embodiments of the 
present invention and the first to fifth compare examples, 
various environmental tests were made as shown in TABLES 3 
and 4. 
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TABLE 3 





me*0fn 1 


rfii7CT O 




T1?CT A 






1 EX. 1 


n 


o 


o 


o 




1 EX. 2 


r\ 


r\ 
\J 


n 




Vj 


1 EX. 3 


n 


n 






n I 


1 EX. 4 


yJ 


\j 


o 




R 


1 EX. 5 


Cs 
\J 




w 


n 


n I 

\j II 


EX. 6 


u 




r\ 
\J 


\j 




EX. 7 


0 


0 


0 


0 


0 


EX. 8 


0 


0 


0 


0 


0 


COMP. 1 


0 


0 


X 


0 


X 1 


COMP. 2 


0 


0 


X 


0 


0 


COMP. 3 


0 


0 


X 


0 


0- 


COMP. 4 


0 


0 


X 


X 


0 


COMP. 5 


X 


0 


0 


X 


X 1 



15 Note: TEST 1: semiconductor devices are sxibjected to a 
high- temperature condition for a specified period; 
TEST 2: semiconductor devices are subjected to a low- 
temperature, condition- for a specified period; TEST 3: 
semiconductor devlceis are sxibjected to a thermal 

20 shock; TEST 4: semiconductor devices are subjected to 

a high humidity condition for a specified period; 
TEST 5: solder-heat resistance testing. 



41 



wo 96/42106 



PCT/JP96/01600 



TABLE 4 



u 1 Ciiix un 


POST-TESTING CONNECTION RESISTIVITY: 
BELOW 200 S2 - U -1 
ABOVE 200 n s X i 


1 TESTING CONDITIONS 




1 TEST 1 


150 °C; lOOOhr | 


TEST 2 


- 55 t; 1000 hr 1 


TEST 3 


150 to - 55 "C; 500 cycles | 


TEST 4 


121 t; 100%; 100 hr 


TEST 5 


270 V; 10 sec; 5 cycles 



The evaluation results are demonstrated. As can be seen 
from the tables, none of the first to eighth examples of this 
invention . suffer problems in connection stability. Each 
embodiment uses an encapsulant the viscosity and thixotropy 
index of which are below 100 Pa's and below 1.1, 
respectively. Use of such a low-viscosity, low- thixotropy 
encapsulant achieves semiconductor unit packages of high 
productivity and , high resistivity against various 
environmental conditions, regardless of the structure of bump 
electrodes, the type of substrate, the type of addition 
agent, and the type of conductive adhesive. 
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In each of the first to eighth embodiments, a Lewis-base 
compound, which interacts more strongly with a free acid than 
a polar group at the surface of a filler, is used as a 
rheology modifier. This rheology modifier not only modifies 
5 rheology but t also acts as a catalyst for reaction of 
polyepoxide with acid anhydride. This improves the 
encapsulant ' s resistance to various environmental conditions- 

The first compare example is now discussed. This 
compare example uses an encapsulant that is low in viscosity 

10 but high in thixotropy index and, as a result of being high 
in thixotropy index, the encapsulant injection time becomes 
long. This causes some interconnections to cut off upon 
application of heat and thermal shock. Such failure may be 
caused by the fact that when the encapsulant injection time 

15 is long the encapsulant layer holds unwanted air bxibbles, as 
a result of which non-uniform" application of thermal stress 
to the encapsulating layer occurs thereby damaging conductive 
interconnections • 

The second compare example is discussed. In this 
20 compare example, the conductive adhesive used has high 
flexibility and the encapsulant used is, for example, a high- 
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vlscosl'ty resin of the phenol curing type epoxy resin group. 
The encapsulant must be heated for the purpose of 
facilitating injection. This causes some interconnections to 
have high connection resistivity when the encapsulant is 
5 injected, and cutoff is likely to occur where unstable 
interconnections exist in a thermal shock resistance testing, 
since the encapsulant viscosity is high and the conductive 
adhesive 's junction is damaged by stress produced when the 
encapsulant is injected. 

10 The third and fourth compare examples are discussed. In 

these compare examples, interconnections will cut off in a 
relatively short time. The fourth compare example suffers 
great connection resistivity . variation when subjected to 
TESTS 4 and 5. In the third compare example, 

IS interconnections fail to reduce thermal stresses and cutoff 
results. In the fourth compare example, the encapsulant 
exerts strong thermal stresses and has high water absorption, 
. and putoff results. 

The fifth compare example is discussed. This compare 
20 example undergoes great increase in connection resistivity 
when subjected to TESTS 1, 4, or 5. The reason may be that 
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the anisotropic conductive adhesive ' s binder has low humidity 
resistance, and low adhesion at high temperature. Use of an 
anisotropic conductive adhesive formed of a binder having 
high humidity resistance will cause interconnections to cut 
5 off when subjected to a thermal shock test. 

A semiconductor unit package in accordance with the 
present invention is highly reliable against various 
environmental conditions. Conventionally, encapsulant, which 
contain polyepoxide and acid anhydride (curing agent) as a 

10 resin binder, have not been used in the flip-chip bonding 
method by a conductive adhesive. If a resin binder made up 
of polyepoxide and acid anhydride (curing agent) is used as 
an encapsulant for semiconductor unit packaging, this 
increases the thixotropy index of the encapsulant, therefore 

15 producing the problem that the encapsulant is injected to 
only a part of a gap between the semiconductor device and the 
substrate. 

The inventors of the present invention discovered that 
a high thixotropy index results from interaction between a 
20 free acid contained in an acid anhydride and a polar group at 
the surface of a filler. Based on this knowledge, the 
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present invention provides a means capable of impeding 
interaction between free acid and polar group. 

There is another reason why an encapsulant, which 
contains a polyepoxide and an acid anhydride (curing agent) 
5 as a resin binder, has not been used. That is, such a resin 
binder undergoes hydrolysis in a high humid atmosphere, so 
that it has been considered that use of the resin binder 
causes problems in hiimidity resistance of connections, 
established by a conductive adhesive, and in reliability. 

10 It was confirmed by the present invention that even if 

a resin binder, which uses an acid anhydride (particularly a 
trialkyltetrahydro phthalic acid's anhydride) as a curing 
agent, is used as an encapsulant in a flip-chip bonding step, 
a resulting encapsulating layer has sufficient resistance to 

IS humidity to meet requirements of practical applications* 
Additionally, such an encapsulant is low in viscosity and 
also low in thixotropy index, so that even if the encapsulant 
is injected at room temperature (low temperature), it well 
penetrates even into tiny gaps. Such characteristics of the 

20 present encapsulant produce various advantageous 
characteristics such as high resistance to thermal shock. 
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In the case of conventional semiconductor unit packages 
wherein in a flip-chip bonding step COMPOSITION f of TABLE 1 
is used as a resin binder, the encapsulant thixotropy index 
is so high that air bubbles are held in the encapsulating 
layer. Conductive interconnections are damaged in TESTS 3 
and 5. On the other hand, in the case of conventional 
semiconductor unit packages wherein in a flip-chip bonding 
step COMPOSITION g of TABLE 1 is used as a resin binder, the 
resin binder roust be heated for injection. As a result, 
conductive interconnections are damaged, and resistance to 
thermal shock becomes low. 

INDUSTRIAL APPLICABILITY 

The present invention is generally applicable to a 
semiconductor unit package in which a semiconductor chip is 
mounted on a substrate through a conductive adhesive by means 
of flip-chip bonding. For instance, the preset invention is 
applicable to a multi-chip module (MCM) in which a device 
such, as LSI chip, chip condenser is mounted on a circuit 
board, and to a method of manufacturing the same. 
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C^IHS: 

. !• A semiconductor unit package which comprises: 

(a) a semiconductor device 1 having an electrode pad 2; 

(b) a substrate 6 having a terminal electrode 5; 

(c) a bump electrode 3 formed on said electrode pad 2 of 
said semiconductor device 1; 

(d) a conductive adhesive layer 4 which is formed of a 
conductive adhesive with flexibility and which establishes an, 
electrical connection between said bump electrode 3 and said 
terminal electrode 5; and 

(e) an encapsulating layer 7 which is formed by curing 
a composition having a viscosity of below 100 Pa * s and a 
thixotropy index of below 1.1 and which fills a gap defined 
between said semiconductor device 1 and said substrate 6 in 
such a way that said semiconductor device 1 and said 
substrate 6 are mechanically joined together « 

2. A semiconductor unit package of claim 1, 
wherein: 

said composition consists essentially of (A) a resin 
binder that contains at least a polyepoxide, a carbbxylic 
acid*s anhydride, a rheology modifier, and a latent curing 
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accelerator, and (B) a filler that is formed of a dielectric 
material ; and 

said rheology modifier functions to impede interaction 
between a free acid in said anhydride of said carboxylic acid 
and a polar group at the surface of said filler. 

3. A semiconductor unit package of claim 2 wherein 
said rheology modifier contains a substance capable of 
selective adsorption of said free acid in said anhydride of 
said carboxylic acid. 

4. A semiconductor unit package of claim 2 wherein 
said rheology modifier is a Lewis-base compoxind. 

5- A semiconductor unit package of claim 2 wherein 
said rheology modifier is either a tertiary amine compound', 
a tertiary phosphine compotind, a quaternary ammonium salt, a 
quaternary phosphonium salt, or a heterocyclic compound that 
contains in a cyclic chain thereof an atom of nitrogen. 

6. A semiconductor unit package of claim 2 wherein 
said anhydride of said carboxylic acid in said resin binder 
contains at least an anhydride of an alicyclic acid. 
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7. A semiconductor unit package of claim 6 wherein 
said allcycllc acid anhydride contains at least an anhydride 
of B trlalkyltetrahydrophthalic acid. 

8. A semiconductor unit package of claim 1 wherein 
said blimp electrode 3 of said semiconductor device 1 is a 
stud bump electrode with a two stepped protuberance. 

r 

9p A semiconductor unit packaging method wherein a 
semiconductor device 1 having an electrode pad 2 is mounted 
on a substrate 6 having a terminal electrode 5, said method 
comprising: 

(a) a first step of forming a bump electrode 3 on said 
electrode pad 2 of said semiconductor device 1; 

(b) a second step of applying a conductive adhesive 
around the tip of said bump electrode 3; 

(c) a third step comprising: 

performing alignment of said bump electrode 3 and said 
terminal electrode 5; 

placing said semiconductor device 1 onto said substrate 
6; and 
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establishing, through said conductive adhesive, an 
electrical connection between said bump electrode 3 and said 
terminal electrode 5; 

(d) a fourth step of preparing an encapsulant formed of 
a composition the viscosity and thixotropy index of which are 
below 100 Pa's and below 1.1, respectively; 

(e) a fifth step of filling a gap defined between said 
semiconductor device 1 and said substrate 6 with said 
encapsulant; and 

(f) a sixth step of curing said encapsulant to 
mechanically joint isaid semiconductor device 1 and said 
substrate 6. 

10. A semiconductor unit packaging method of claim 9 
wherein: 

said composition of said fourth step consists 
essentially of (A) a resin binder that contains at least a 
polyepoxide, an anhydride of a carboxyllc acid, a rheology 
modifier, and a latent cxiring accelerator, and (B) a filler 
that is formed of a dielectric material; and 

said rheology modifier functions to Impede interaction 
between a free acid in said carboxyllc acid's anhydride and 
a polar group at the surface of said filler, 
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11. A semiconductor unit packaging method of claim 9 
wherein said rheology modifier contains a substance, which 
acts also as a curing accelerator for a double-liquid type 
encapsulant, by such a trace amount as to prevent said 
substance from exhibiting its curing accelerant fxinction, 

12. A semiconductor unit packaging method of claim 10 
wherein said anhydride of said carboxylic acid in said resin 
binder of said fourth step contains at least an anhydride of 
an alicyclic acid. 

13. A semiconductor unit packaging method of claim 12 . 
wherein said alicyclic acid anhydride of said fourth step 
contains at least an anhydride of a 
trialkyltetrahydrophthalic acid. 

14. A semiconductor unit packaging method of claim 9 
wherein said bump electrode 3 of said first step is a stud 
bump electrode with a two stepped protuberance. 

15. A semiconductor unit packaging method of claim 9 
wherein in said fifth step said encapsulant is injected 
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between said semiconductor device 1 and said substrate 6 at 
room temperature. 

16. A semiconductor unit packaging method of claim 9 
wherein in said fifth step said encapsulant is injected 
between said semiconductor device and said substrate under a 
depressurized condition. 

17. A semiconductor unit packaging method of claim 9 
wherein in said fourth step said composition of said 
encapsulant is prepared by: 

providing a mixture of an anhydride of a carboxylic acid 

and a part of a filler; 

siibjecting said mixture to an aging process; and 
adding a polyepoxide and the remaining filler to said 

mixture. 

18- A semiconductor unit packaging method of claim 10 
wherein said rheology modifier contains a substance capable 
of selective adsorption of said free acid in said anhydride 
of said carboxylic acid. 
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19. A semiconductor unit packaging method of claim 10 
wherein said rheology modifier Is a Lewis-base compound. 

20* A semiconductor unit packaging method of claim 10 
wherein said rheology modifier Is either a tertiary amine 
compound, a tertiary phosphlne compound, a quaternary 
ammonium salt, a quaternary phosphonlum salt, or a 
heterocyclic compound that contains In a cyclic chain thereof . 
an atom of nitrogen. 

21. An encapsulant for filling a gap between a 
semiconductor device 1 and a substrate 6 for use In the 
packaging of a semiconductor unit, said encapsulant 
essentially consisting of: 

(A) a resin binder that contains at least a polyepoxlde, 
an anhydride of a carboxyllc acid, a rheology modifier, and 
a latent curing accelerator wherein the weight percentage of 
said resin binder Is within the range of from 80% to 25%; and 

(B) a filler that Is formed of a dielectric material 
wherein the weight percentage of said filler Is within the 
range of from 20% to 75%; 

wherein said rheology modifier functions to Impede 
Interaction between a free acid In said anhydride of said 
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carboxylic acid and a polar group at the surface of said 
filler. 

22 • An encapsulant of claim 21 wherein said rheology 
modifier contains a substance capable of selective adsorption 
of said free acid in said anhydride of said carboxylic acid. 

23. An encapsulant of claim 21 wherein said rheology . 
modifier is a Lewis-base compound. 

24. An encapsulant of claim 21 wherein said rheology 
modifier is either a tertiary amine compound, a tertiary 
phosphine compoimd, a quaternary ammonium salt, a quaternary 
phosphonium salt, or a heterocyclic compound that contains in 
a cyclic chain thereof an atom of nitrogen. 

25. An encapsulant of claim 21 wherein said anhydride 
of said carboxylic acid in said resin binder contains at 
least an anhydride of an alicyclic acid. 

26. An encapsulant of claim 25 wherein said alicyclic 
acid anhydride contains at least an anhydride of a 
trialkyltetrahydrophthalic acid. 
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27. An encapsulant of claim 21 wherein said resin 
binder and said filler are arranged to stay as a single 
liquid. 

28. An encapsulant of claim 21, 

said resin binder having a composition wherein: 

(a) the chemical equivalent ratio of said anhydride of 
said carboxylic acid to said polyepoxide is within the range 
of from 0.8 to 1.1; 

(b) the weight percentage of said curing accelerator to 
the entirety of daid resin binder is within the range of from 
0.3% to 3%; and 

(c) the weight percentage of said rheology modifier to 
the entirety of said resin binder is within the range of from 
0.02% to 0.3%. 

29. Ah encapsulant for filling a gap between a 
semiconductor device 1 and a substrate 6 for use in the 
packaging of a semiconductor unit, said encapsulant 
essentially consisting of: 

(A) a resin binder that contains at least a polyepoxide, 
an anhydride of a carboxylic acid, a rheology modifier, and 
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a latent curing accelerator wherein the weight percentage of 

said resin binder is within the range of from 80% to 25%; and 
(B) a filler that is formed of a dielectric material 

wherein the weight percentage of said filler is within the 

range of from 20% to 75%; 

wherein said encapsulant is prepared by: 

providing a mixture of an anhydride of a carboxylic acid 

.and a part of a filler; 

siibjecting said mixture to an aging process; and 
adding a polyepoxide and the remaining filler to said 

mixture. 



57 



wo 96/42106 



PCT/JP96/01600 



Fig.1 



SEMICONDUCTOR DEVICE 
1 




1/7 



wo 96/42106 



PCT/JP96/01600 




2/7 



wo 96/42106 PCr/JP96rt)1600 



Fig.4(b) 



Fig.A(c) 



Fig.A(d) 



Fig.A(e) 




3/7 



WO96/42106 



PCT/JP96/01600 



Fig.5 



LSI CHIP 



BUMP 

LELECTRODE 
FORMATION 

1 



ST1 

/ Au WIRE 



CONDUCTIVE 
ADHESIVE 



LEVELING 



$T7 



CONDUCTIVE 

ADHESIVE 

TRANSFER 

1 



' CHIP 

REPLACEMENT) 
^ J 



NG 




_S12 
J>13 

CERAMIC 
SJ/, SUBSTRATE 



[ok 

r RESIN 

IencapsUlati on 

T 



CTQ ENCAPSULANT 

y 



CURING 



ST9 
STIO 



FINAL TEST 



A/7 



wo 96/42106 PCT/JP9drt)1600 



Fig.6 

BISPHENOL TYPE EPOXY RESIN 

CI;lrCH-CH2-0-(O-R-Q^ 

-0— O- R — O-O-CH2-CH -CH2 

Fig.7 

TRIALKYLTETRAHYDROPHTHALIC ACID 




Fig.8 



PRIOR ART 

1 




6 



5/7 



wo 96/42106 



PCT/JP96A)1600 



Fig.9 



1 




6 



6/7 



wo 96/42106 



PCT/JP96/01600 



Fig.11 



1 




6 



7/7 



INTERNATIONAL SEARCH REPORT 



Inter mil AppUcatioa No 

I PCi/JP 96/01600 



A. CLASSinCATION OF SUBJECT MATTER 

PC 6 H01L21/56 H01L23/29 



AocMifaig to Iirtemaaonai Patent aairificalion (IPC) or to bcXfa nitiopii diaificalion ind IPC 



B. HELDS SEARCHED 



Minimum docunymtatian teardted (dassificatkm lystcm followed by dasaiicatioo symbols) 

PC 6 H01L 



Documentaiiaii searched other ( 



dociMnentaiion to the caoem that nidi documents are induded in tte 



Eledronic data base considted dufing the intemaiiaaal search (name of daU base and. where pradicaU search tenns usecQ 



C DOCUMENTS CONSIDERED TO BE RELEVANT 



Category * Qtation of document, with indicitian* where appropriate, of the rdcvant passages 



Relevant to daim No. 



PATENT ABSTRACTS OF JAPAN 

vol. 018, no. 59G (E-1628), 19 November 

1994 

& JP,A,96 224259 (MATSUSHITA ELECTRON 

CORP), 12 August 1994, 

see the whole document 

& US,A,5 436 503 (YOSHINOBU KUNITONO AND 

AL.) 25 July 1995 

see column 7, line 37 - column 8, line 48; 
figures 5-8 

PATENT ABSTRACTS OF JAPAN 

vol. 016, no. 397 (E-1252), 24 August 1992 

& JP.A,Q4 130633 (MATSUSHITA ELECTRON 

CORP), I May 1992, 

see abstract; figures 3,4 

-/-- 



1,8,9,14 



1.8*9,14 



nmher.doctttnenb are listed tn the oontinualian of bOK C 



Patent family mem b cn are 



* Special categpries of cited documents : 

*A' docwnent defining the genenl state of the art vAich is not 

considcicd to be of particular rdcvancc 
'E* earlier document but piAdidied on or after the intemahonal 

filing date 

'L' document wl»eh may tfaiDW doubts on priority dain)(s) or 
wMcfa is dtcd to cstahlidi the publication date of another 
dtatiaa or other special reason (as spedfied) . 

'O' dffcumm* referring to an oral disdosurc, use, exhibitioo or 



'P* document piMished prior to the tntemational filing date taut 
later than the priori^ date daimed 



T laftT document pubUsbed after the intemahonal filing d^^ 
or prioriiy date awl not in conlUct with the iMlicatioo^ 
dtS to lindeniand the prindple or theory uodertymg the 

invenrion 

•X' docunaent of iMrticuUr rdcvancc; the daimed mvert wn 
camot be ordered novd or cannot be consider^ to 
invohw an inventive step when the document u taken alone 

•y documentof particular rdcvancc; the daimed invention 
camot be conridercd to involve an invoitiwrtepwto 
docianent is combined with one cr more othernich doctt- 
mentt, such omitainatkm being obvious to a pe»Qn daUfid 

in the arc 

*&' document monbcr of the same patent family 



Date of the actual completion of the international 

19 September 1996 



Dale of muUnc of dw ittcnmiooal Kifch report 



Name and mailing address of the ISA 

European Patent Office, P.a SSI 8 Patendaan 2 
NL - 2280 HV Rijswijk 
TcL (-^ 31>70) 340-2040. Tx. 31 6S1 epo dU 
Fas (i- 31-70) 340-3016 



Authorized officer 



Zeisler, P 



Ftom PCT/lSA/aiB {tacaut sImm) (July 19«2) 



page 1 of 2 





INTERNATIONAL SEARCH REPORT 


PCl/JP 96/01600 


CXCbntmuttioci) DOCUMENTS CONSIDERED TO BE RELEVANT 






GtHioa of documenti with indiGalion, wboe appropnalB, of tbe idevmt passa^ ' 




X 
A 


US.A.S 194 938 (PAPATHOMAS KOSTAS ET AL) 
16 March 1993 
.see the whole document 




21-29 

1-7.10. 
12 


A 


DATABASE WPI 

Section Ch, Week 8850 

Derwent Publications Ltd.. London, GB; 

Class A21, AM 88-357675 

XPe82011419 

& JP.A,63 268 724 (MATSUSHITA ELEC WORKS) 
, 7 November 1988 
see abstract 




1.2.21. 
29 


A 


DATABASE WPI ' 

Section Ch. Week 8910 

Derwent Publications Ltd., London, GB; 

Class A21. AN 89-074724 

XP002011420 

& JP.A.Gl 029 416 (MATSUSHITA ELEC WORKS) 
, 31 January 1989 
see abstract 




1.2.9. 
10,21.29 


A 


DATABASE WPI 

Section Ch. Week 9504 

Derwent Publications Ltd., London, GB; 

Class A21. AN 95-027699 

XP602011421 

& JP,A,06 313 027 (MATSUSHITA ELECTRIC 
WORKS LTD) , 8 November 1994 
see abstract 




2.21.29 


A 


DATABASE WPI 

Section Ch, Week 9444 

Derwent Publications Ltd., London. GB; 

Class A21. AN 94-354876 

XP002011422 

& JP.A.ee 279 654 (MATSUSHITA ELECTRIC 
WORKS LTD) . 4 October 1994 
see abstract 




1.2.21. 
29 



Form PCT/ISA/2II (oMrtiwiatfoa af nsani shtat) (July 1992) 



page 2 of 2 



INTERNATIONAL SEARCH REPORT 

afomuiioo on patent Ounfly monben 



Inter xmI AppUcttion No 

PCi/JP 96/01660 



Pnem document 
dtad in search report 



Publication 
date 



Patent fomUy 
nber(s) 



Publication 
date 



US-A-5194930 



16-03-93 



JP-A- 



5283455 



29-10-93 



Form PCryiSA/aiO (iMtant tenlly aniMO Uuty IM) 



